All reagents and solvents were purchased from Sigma Aldrich and used as received without further purification. 2-(1H-tetrazol-5-yl)pyridine was synthesised according to previously published procedures.
where A is the absorbance at the excitation wavelength (), I is the intensity of the excitation light at the excitation wavelength (), n is the refractive index of the solvent, D is the integrated intensity of the luminescence and Φ is the quantum yield. The subscripts r and x refer to the reference and the sample, respectively. The quantum yield determinations were performed at identical excitation wavelength for the sample and the reference, therefore cancelling the I( r )/I( x ) term in the equation. All the Re complexes were measured against an air-equilibrated water solution of Ru(bpy) 3 Cl 2 used as reference (Φ r = 0.028). 4 Emission lifetimes () were determined with the single photon counting technique (TCSPC) with the same Edinburgh FLSP920 spectrometer using pulsed picosecond LEDs (EPLED 295 or EPLED 360, FHWM < 800 ps) as the excitation source, with repetition rates between 10 kHz and 1 MHz, and the above-mentioned R928P PMT as detector. The goodness of fit was assessed by minimising the reduced  2 function and by visual inspection of the weighted residuals. To record the 77 K luminescence spectra, the samples were put in glass tubes (2 mm diameter) and inserted in a special quartz dewar filled up with liquid nitrogen. The solvent (dichloromethane) used for the preparation of the solutions for the photophysical investigations was of spectrometric grade. The prepared solution was filtered through a 0.2 m syringe filter before measurement. Deaerated samples were prepared by the freeze-pump-thaw technique. Experimental uncertainties are estimated to be ±8% for lifetime determinations, ±20% for quantum yields, ±2 nm and ±5 nm for absorption and emission peaks, respectively.
X-ray Diffraction
Crystallographic data for the structure of 1 were collected at 100(2) K on an Oxford Diffraction Gemini diffractometer fitted with Cu Kα radiation. Following analytical absorption corrections and solution by direct methods, the structure was refined against F 2 with full-matrix least-squares using the program SHELXL-97. 5 The data were collected at 180 K since the crystal appeared to deteriorate at lower temperatures. The solvent was modelled as two molecules of dichloromethane, one of which was found to be disordered over two sets of sites with occupancies constrained to 0.5 after trial refinement. Geometries of the disordered atoms were restrained to ideal values.
Anisotropic displacement parameters were employed for the non-hydrogen atoms. All hydrogen atoms were added at calculated positions and refined by use of a riding model with isotropic displacement parameters based on those of the parent atom.
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Cyclic Voltammetry in Ionic liquid
A gold microelectrode (made in house and kindly donated by the group of Professor Richard
Compton at Oxford University, UK) was polished and modified with a section of disposable micropipette tip into which microlitre quantities of the ionic liquid solvent can be placed. The electrode was then inserted into a "T-cell" apparatus as described elsewhere. 6 A silver wire (0.5 mm diameter) was inserted from the top and acted as a combined counter and reference electrode. The The potentials are referenced to an internal reference Ferrocene/Ferrocenium redox couple according to IUPAC recommendations, 7 and established in ionic liquids. 8, 9 Scans were performed using a potential window within the range of -1.7 -2.5 V reliant on the compound investigated.
Reported potentials were obtained from a scan rate of 100 mVs -1 .
Computational Calculations.
Time-dependent density functional theory calculations were performed with GAUSSIAN 09 10 in order to calculate the absorption spectra for the title compound. Prior to these calculations, the structures were relaxed at the B3LYP level of theory. The Re atoms were treated with the StuttgartDresden (SDD) effective core potential, 11 the Pople 6-311G** basis set was used for C, H, and N atoms and the effect of the solvent was mimicked with the PCM solvation model. 12 The low-lying singlet-singlet excitation energies were calculated at the same level of theory, and the spectra were reproduced as the superposition of Gaussian functions with heights proportional to calculated intensities and a variance of 11nm. Because of the large number of atoms, the computational cost of the TDDFT calculations for 1 became excessive and therefore we limited the calculations to lowerenergy transitions up to 295 nm.
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X-ray structural characterisation
The metallacalix [3] arene 1 crystallises in the monoclinic space group P2 1 /n. Each 2PyTz links two adjacent rhenium centres with a μ 2 -η 2 :η 1 binding mode, involving the pyridine N atom and the tetrazole N1 atom for one rhenium centre and the tetrazole N3 atom to bridge the adjacent rhenium. The three 2PyTz are arranged in a slightly concave equilateral triangle, with sides averaging 6.3 Å. The triangular disposition of the metallacalix [3] arene leaves a cavity of about 4 Å, estimated by the diameter of the circle inscribed within the triangle ( Figure S1 ). However, the likelihood of molecular inclusion in the cavity is slim as evidenced by the visualised void spaces using CrystalExplorer ( Figure S2) . 13 Individual triangular units of 1 do not seem to be involved in hydrogen bonding or π-stacking throughout the lattice. Three molecules of dichloromethane are also present in the lattice. The high R-factor could be attributed to poor crystal quality and problems modelling the solvent molecules. The broad and structureless profile of the emission spectrum indicates the almost exclusive charge transfer (CT) nature of the emissive state and negligible mixing with excited states of LC nature, despite the marked blue-shifted emission maximum on comparing 1 with neutral rhenium tricarbonyl complexes. This is likely to be due to the fact that the LC transition is raised in energy as a consequence of the coordination of the tetrazole ring to two metal centres, a behavior we have previously observed in complexes of Pt(II) bound to the same 2PyTz ligand. 14 Excitation and emission spectra of a 10 -5 M solution of 1 at 77K 
